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[57} | ABSTRACT
Compounds of the formula
0 | R!
[ /
R=—C=—N=—CH,CH;—N
RZ

in which R is alkyl, furanyl, phenyl and isopropenyl and
R1and R2are alkyl, or their amine salts and their use in
retarding the ripening of picked fruits, vegetables and
other merchantable materials of plant origin.
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DEALKYIL AMINO ETHYL AMIDES, THEIR SALTS
AND THEIR USE AS ANTI-RIPEMING AGENTS

BACKGROUND OF THE INVENTION

This invention relates to certain novel dialkyl amino
ethyl amides, their amine salts and their use in retarding
the ripening of picked fruits, vegetables and other mer-
chantable materials of plant origin. -

in the transport of freshly picked unripe fruits, vege-
tables and other merchandise of a plant nature from
their place of corigin and during the storage of such
merchandise prior to its sale to the consumer, the natu-
ral ripening or maturation of the fruit, or vegetable (1.e.,
the further physiological activity of the tissues) must be
controlled and minimized. For example, the distances
and time involved in transportation of fruit produced
renders it necessary to pick the fruit in unripe condition
with the hope that the ripening process can be con-
trolled until the fruit is ready for display or delivery at
the consumer point of acceptance. A source of eco-
nomic loss to the fruit and vegetable grower arises from
the necessity of having to pick certain fruits and vegeta-
bles such as citrus fruits, bananas, peppers, and the like
while they are still green. They are picked in this condi-
tion so that they may reach the consumer before over-
ripening occurs. Since these fruits and vegetables must
thus be harvested before the maximum weight gain
occurs, there is considerable ecomomic loss to the
grower, [t should also be noted that fruits and vegeta-
bles picked before they are completely ripe lose palat-
abiliy.

Control of ripening is usually achieved by means of

refrigeration which lowers the general level of metabo-
lism of the plant or vegetable. In addition, it is common
practice to provide adequate ventilation in the environ-
ment in which the material is stored. However, such
nrocedures often do not delay the ripening long enough
causing loss of merchantable fruit, especially when un-
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foreseen transportation delays are encountered. An 40

embodiment of this invention provides a process which
delays the ripening of fruits and vegetables so that they
may be picked and shipped at a later stage of ripening,
and also to retard the sprouting of tubers while in stor-

age.
DESCRIPTION OF THE INVENTION

The amine compounds of the present invention corre-
spond to the structural formula:

nl
/

\RZ

"
R Comm W CHH CH =N

S

in which R is alkyl having 1 to 12 carbon atoms, prefer-
ably 4 to 10 carbon atoms, most preferably n-heptyl,
n-pentyl and n-decyl, furanyl, preferably 2-furanyl,
phenyl and isopropenyl, R! and R? are independently
alkyl having 1 to 4 carbon atoms, preferably the same
and more preferably both ethyl.

The amine compounds of this invention also can be
utilized for their stated utility as the amine salts of hy-
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drochloric acid, hydrobromic acid, sulfuric acid, phos- 65

phoric acid or acetic acid.
The amine salts of these acids are equally useful in
retarding the ripening of picked fruits, vegetables and

2

other merchantable materials of plant origin and can be
represented by the following structural formula:

O
{ +

R=C—N—CH;CH;—N

where R, R! and R? are as defined and A is the anion
chloride, bromide, acetate, sulfate or phosphate; and m
is 1, 2 or 3. Thus, when A is chloride, bromide or ace-
tate, m is 1; when A is sulfate, m is 2 and when A is
phosphate m is 3.

The compounds of this invention can be prepared
according to the following general reaction:

0O R!

l} /
R=C=X + O=N—CH;CH2-N\ —
Rp
O R1
il s
Re==C=N=CH;CHy~N
N\,
RZ

O

in which R, R! and R? are as defined and X is chlorine
or bromine.

Generaily, the reaction is carried cut by slowly add-
ing about an equimole amount of the acid chloride or
bromide reactant to the amine reactant, preferably to a
solution of the amine reactant, and an excess of an acid
halide acceptor at a temperature between about — 80°
C. and about 25° C.,, preferably between about 0° C. to
about 25° C., preferably with stirring. The temperature
of the reaction mixture is then allowed to rise to a
higher temperature to complete the reaction. The de-
sired reaction product is recovered and purified by
conventional techniques.

If the hydrogen chloride or hydrogen bromide salt of
the compounds of this invention is desired, then no acid
halide acceptor is used in the above-described reaction.

If the sulfuric acid, phosphoric acid or acetic acid sait
is desired, then the amine compound is prepared as
described above and is then neutralized with sulfuric,
phosphoric or acetic acid, respectively.

The following example teaches the synthesis of a
representative compound of this invention.

EXAMPLE I

Ethyl-N-(Diethylaminoethyl}-2-(-1-Cyclohexenyl)-
Malonamate

0
I
CH3(CH2)g==C—N=-CH;CHy—N

O

This example teaches the synthesis of a representative
compound according to the general reaction scheme.

First, 4 grams (0.020 mole) diethylaminoethyl cy-
clohexviidene amine, 100 milliliters dry methylene chlo-
ride, and 3.13 milliliters triethylamine were combined in
a flask. Next, 4.6 milliliters (C.020 mole) undecanoy!

C;Hs
/

N\
CrH5
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chloride was added at —0° C. with stirring. The tem- -
perature was allowed to rise to room temperature. The
reaction mixture was then washed with two 200 milli-
liter portions of water. The organic phase was dried
over MgSO0s4. The organic solution was stripped in vac- 5
uum to yield 6.8 grams of the desired product. npY
1.4735.

The following is a table of certain selected com-
pounds that are preparable according to the procedure

described hereto. Compound numbers are assigned to g
each compound and are used throughout the remainder
of the specification. B
| TABLE I |
s, R!
| /- 15
R—C~N—CH;CH»—N
! N\
R2
Compound | | 20
Number R R1 R2 ng?
CH3
2* CH3y(CHy)o— CyHs C)Hs 14735
3 ~ C;Hs CyHs 1.5096 25
4 @ CHs CyHs 1.5096
| | o o 30
S CH3(CHy)s— CyHs CHs 1.4760
6 CH3(CH)g— ©CoHs CyHs 1.4757
*Prepared in Example I
Anti-Ripening Evaluation Test 35

The compounds of Table I were found to be useful in
retarding the ripening of picked fruits, vegetables and
other merchantable material of plant origin according
to the following described evaluation test. =~
* First, a candidate compound is formulated for testing
by dissolving it in 10 milliliters of acetone and then
diluting with 90 milliliters of water to yield stock solu-
tions of 1000 and 5000 parts per million of the chemical.
Appropriate dilutions are made from the 1000 and 5000
parts per million stock solutions to prepare lower con-
centrations of 10, 100 and 500 parts per million. Finally,
0.01% by weight of the wetting agent, Tween 20 ®
(polyoxyethylene sorbitan monolaurate), is added to the
treatment solution that is to be used in the test.

Bananas are used in the anti-ripening test and are
obtained from Ecuador and Costa Rica and are sub-
jected to the testing procedures approximately 10 to 14
days after harvest. They were completely green and of
a uniform diameter of about one and one-half inches.

Next, the treatment solution is transferred into a plas- 33
tic bag and the fruit is immersed and shaken for 30
seconds. In each test, two replicates are used per treat-
ment and four replicates for controls. After treatment,
the bananas are placed in a forced-draft hood to evapo-
rate the treatment solution. After drying, the bananas
are placed in sealable plastic bags which contain a one
inch diameter hole for gaseous exchange. The bags are
stored throughout the test period in a controlled envi-
ronmental chamber at 16° C., 40 to 50% relative humid-
ity, and in complete darkness for 14 days. After the
selected period of time, the bananas are inspected for
their degree of ripeness. The ripeness rating system that
is used is based on the following scale: 1 = green, 2 =
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4
breaker, 3 = light green or yellow, 4 = table ripe, 5 ==
over-ripé and 6 = spoiled. '-
The degree of activity of certain selected compounds
is indicated in Table II. - -
| TABLE II

Compound Concentration Degree of Ripeness*
Number (paris per million) Days After Treatment
Control

(1 - 6) — 14 4
1 500 14 i
2 - 500 14 |
3 500 14 3
4 500 14 3
5 500 14 2
6 500 14 3
*] = green
2 = breaker
3 = light green or yellow
4 = table ripe
5 = over-npe
6 = spoiled

~As can be determined by a study of the data of Table
II, the compounds of this invention cause a lesser de-
gree of ripeness than their control. | -

The compounds of this invention can be used in con-
centrated form without adjuvants simply by spraying or
dipping the fruit, vegetable or other merchantable mate-
rial of plant origin. Preferably, the compounds are in-
corporated in formulations such as emulsions, suspen-
sions, solutions or the like. In the most preferred prac-
tice of the invention, the compounds or their salts are
utilized as aqueous solutions for treatment of the fruit,
vegetable, etc. If necessary, a small amount of a non-
aqueous solvent, such as acetone, can be used to add
solution of the compound.

In addition, the formulation can contain materials
such as waxes, oils, emulsifying agent, dispensing
agents, wetting agents, coloring agents, fungicides, etc.
These and other conventional additives for fruit or
vegetable treating can be used according to procedures
well known in the art.

The preferred quantity of the compounds of their
salts that is employed to retard the ripening process of
fruits, vegetables or other merchantable material of
plant origin is from about 0.0001% to 5.0% by weight of
fruit, vegetable or other material treated.

What is claimed is:

1. Compounds having the structural formula

0O RI

| /
R—C-N-CH;CH;—-N\

O

in which R is alkyl having 1 to 12 carbon atoms, fura-
nyl, phenyl and isopropenyl, R! and RZ? are indepen-
dently alkyl having 1 to 4 carbon atoms and their salts
wherein the anion is chloride, bromide, acetate, sulfate
or phosphate. .

2. The compounds and their salts of claim 1 wherein

RZ

R is alkyl having 4 to 10 carbon atoms, 2-furanyl,

phenyl and isopropenyl, R! and R? are both ethyl.

‘3. The compound and its salts of claim 1 wherein R is
isopropenyl, Rl is ethyl and R2 is ethyl.

4. The compound and its salts of claim 1 wherein R is
n-decyl, R!is ethyl and R2 is ethyl.
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' P
5. A method for retarding the ripening of picked | R—C—N~CHCH>=N .

fruits, vegetables and other merchantable materials of
in which R is alkyl having 1 to 12 carbon atoms, fura-

nyl, phenyl, and isopropenyl, R! and R? are indepen-
plant origin comprising contacting said fruits, vegeta- 10 dently alkyl havmg 1 to 4 carbon stoms and their salts

bles and other merchantable material of plant origin 6. A method of claim § wherein R is alkyl having 4 to

10 carbon atoms, 2-furanyl, phenyl and uopropeuyl. R!
15 and R?are both ethyl.

. l
with an amount effective to retard ripening of a com- " Zth:rlm :’: ::;;T 3 wherem Ris Wyl' R

Amcthodofclnm!whetmllun-decyl,ll‘u
- ethyl and R? is ethyl.
pound having the structural formula 20 | ® o ¢ ¢ o
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